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Description

Technical Field

[0001] The present invention relates to methods for producing conjugated diene rubbers and, more particularly, to a
method for producing a conjugated diene rubber that is suitably used for providing a tire that is superior in low-heat-
generating properties, wet-grip properties, and strength.

Background Art

[0002] In recent years, there has been a strong demand for fuel-efficient automotive tires out of concern for the
environment and resources and there has been a further demand for superior wet-grip properties and strength out of
concern for safety. A tire made from a rubber composition containing silica as a filler is better in low-heat-generating
properties and can therefore make a more fuel-efficient tire than a tire made from a rubber composition containing
conventionally-used carbon black.
[0003] As a conjugated diene rubber that is used for providing such a fuel-efficient tire, Patent Literature 1 discloses
a conjugated diene rubber that is obtained by causing a particular halogenated tin compound to react with a conjugated
diene polymer chain having an isoprene block at one end thereof and an active terminal at the other end. Further, Patent
Literature 2 discloses a conjugated diene rubber containing a predetermined amount or more of a structure formed by
binding of three or more conjugated diene polymer chains produced by causing a particular denaturant to react with a
conjugated diene polymer chain having an isoprene block at one end thereof and an active terminal at the other end.

Citation List

[0004]

Patent Literature 1
Japanese Translation of PCT International Publication, Tokuhyo, No. 2003-531257 A
Patent Literature 2
International Publication No. 2011/105362

Summary of Invention

Technical Problem

[0005] However, in view of the recently increasing demand for higher performance of automotive tires, it is desired
that tires to be newly developed in the future be made from a conjugated diene rubber that is used to make tires that
are superior in low-heat-generating properties, wet-grip properties, and strength to those made from the conjugated
diene rubber specifically described in these patent literatures.
[0006] The present invention has been made in view of the foregoing problems, and it is an object of the present
invention to provide a method for producing a conjugated diene rubber that is suitably used for providing a tire that is
superior in low-heat-generating properties, wet-grip properties, and strength.

Solution to Problem

[0007] The inventors of the present invention diligently studied to attain the foregoing object. As a result, the inventors
of the present invention found that the foregoing object can be attained by a method for producing a conjugated diene
rubber, including the steps of: (a) forming a polymer block (A) by using a polymerization initiator in an inert solvent, the
polymer block (A) having an active terminal and containing a specific amount of an isoprene monomeric unit and a
specific amount of of an aromatic vinyl monomeric unit; (b) forming a polymer block (B) having an active terminal and
containing a specific amount of a 1,3-butadiene monomeric unit and, as needed, a specific amount of an aromatic vinyl
monomeric unit, thereby obtaining a conjugated diene polymer chain having an active terminal and having the polymer
block (A) and a polymer block (B); (c) then obtaining conjugated diene rubber by bringing a specific amount of a prede-
termined denaturant into reaction with the active terminal of the conjugated diene polymer chain having the active terminal.
[0008] That is, the present invention provides a method for producing a conjugated diene rubber, including the steps of:

(a) forming a polymer block (A) by polymerizing a monomeric mixture with a polymerization initiator in an inert
solvent, the polymer block (A) having an active terminal and containing 80 to 95% by weight of an isoprene monomeric
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unit and 5 to 20% by weight of an aromatic vinyl monomeric unit, the monomeric mixture containing isoprene and
an aromatic vinyl monomer; (b) obtaining a conjugated diene polymer chain having an active terminal and having
the polymer block (A) and a polymer block (B), the polymer block (B) being formed continuously with the polymer
block (A) through the continuation of a polymerization reaction caused by mixing of the polymer block (A) having
the active terminal and either 1,3-butadiene or a monomeric mixture containing 1,3-butadiene and an aromatic vinyl
monomer, the polymer block (B) having an active terminal and containing 50 to 100% by weight of a 1,3-butadiene
monomeric unit and 0 to 50% by weight of an aromatic vinyl monomeric unit; and (c) bringing a denaturant into
reaction with the active terminal of the conjugated diene polymer chain having the active terminal, the denaturant
having three or more groups per molecule, the three or more groups being each at least either group selected from
among an epoxy group and an alkoxy group, the reaction taking place insofar as the total molar ratio of an epoxy
group(s) and/or an alkoxy group(s) in the denaturant with respect to the polymerization initiator used in the polym-
erization ranges from 0.1 to 1.

Advantageous Effects of Invention

[0009] The present invention makes it possible to provide a method for producing a conjugated diene rubber that is
suitably used for providing a tire that is superior in low-heat-generating properties, wet-grip properties, and strength.
Furthermore, the present invention also makes it possible to provide a conjugated diene rubber obtained by the production
method, a rubber composition containing the conjugated diene rubber, a rubber cross-linked product formed by cross-
linking the rubber composition, and a tire made from the rubber cross-linked product.

Description of Embodiments

[0010] That is, the present invention provides a method for producing a conjugated diene rubber, including the steps of:

(a) forming a polymer block (A) by polymerizing a monomeric mixture with a polymerization initiator in an inert
solvent, the polymer block (A) having an active terminal and containing 80 to 95% by weight of an isoprene monomeric
unit and 5 to 20% by weight of an aromatic vinyl monomeric unit, the monomeric mixture containing isoprene and
an aromatic vinyl monomer; (b) obtaining a conjugated diene polymer chain having an active terminal and having
the polymer block (A) and a polymer block (B), the polymer block (B) being formed continuously with the polymer
block (A) through the continuation of a polymerization reaction caused by mixing of the polymer block (A) having
the active terminal and either 1,3-butadiene or a monomeric mixture containing 1,3-butadiene and an aromatic vinyl
monomer, the polymer block (B) having an active terminal and containing 50 to 100% by weight of a 1,3-butadiene
monomeric unit and 0 to 50% by weight of an aromatic vinyl monomeric unit; and (c) bringing a denaturant into
reaction with the active terminal of the conjugated diene polymer chain having the active terminal, the denaturant
having three or more groups per molecule, the three or more groups being each at least either group selected from
among an epoxy group and an alkoxy group, the reaction taking place insofar as the total molar ratio of an epoxy
group(s) and/or an alkoxy group(s) in the denaturant with respect to the polymerization initiator used in the polym-
erization ranges from 0.1 to 1.

<Conjugated Diene Polymer Chain Having an Active Terminal>

[0011] A method for producing a conjugated diene rubber of the present invention includes executing the step (a) of
first forming a polymer block (A) by polymerizing a monomeric mixture with a polymerization initiator in an inert solvent,
the polymer block (A) having an active terminal and containing 80 to 95% by weight of an isoprene monomeric unit and
5 to 20% by weight of an aromatic vinyl monomeric unit, the monomeric mixture containing isoprene and an aromatic
vinyl monomer and the step (b) of then obtaining a conjugated diene polymer chain having an active terminal and having
the polymer block (A) and a polymer block (B), the polymer block (B) being formed continuously with the polymer block
(A) through the continuation of a polymerization reaction caused by mixing of the polymer block (A) having the active
terminal and either 1,3-butadiene or a monomeric mixture containing 1,3-butadiene and an aromatic vinyl monomer, the
polymer block (B) having an active terminal and containing 50 to 100% by weight of a 1,3-butadiene monomeric unit
and 0 to 50% by weight of an aromatic vinyl monomeric unit.

[Polymer Block (A)]

[0012] The polymer block (A) in the conjugated diene polymer chain that is used in the present invention is not
particularly limited, provided the polymer block (A) contains 80 to 95% by weight of an isoprene monomeric unit and 5
to 20% by weight of an aromatic vinyl monomeric unit. It is preferable that the polymer block (A) contain 85 to 95% by
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weight of an isoprene monomeric unit and 5 to 15% by weight of an aromatic vinyl monomeric unit. It is more preferable
that the polymer block (A) contain 89 to 95% by weight of an isoprene monomeric unit and 5 to 11% by weight of an
aromatic vinyl monomeric unit. When the polymer block (A) contains an isoprene monomeric unit and an aromatic vinyl
monomeric unit in proportions falling within the aforementioned range, the conjugated diene rubber exhibits a good
affinity for silica combined, if any, with the conjugated diene rubber, and a tire made from the resulting rubber composition
is superior in low-heat-generating properties, wet-grip properties, and strength.
[0013] An example of a monomer that is used for constituting the aromatic vinyl monomeric unit contained in the
polymer block (A) is an aromatic vinyl monomer such as styrene, α-methylstyrene, 2-methylstyrene, 3-methylstyrene,
4-methylstyrene, 2-ethylstyrene, 3-ethylstyrene, 4-ethylstyrene, 2,4-diisopropylstyrene, 2,4-dimethylstyrene, 4-t-butyl-
styrene, 5-t-butyl-2-methylstyrene, vinylnaphthalene, dimethylaminomethyl styrene, and dimethylaminoethyl styrene.
Among them, styrene is preferable. One of these aromatic vinyl monomers may be used alone, or two or more of them
may be used in combination.
[0014] It is preferable that the polymer block (A) be composed solely of the isoprene monomeric unit and the aromatic
vinyl monomeric unit. However, the polymer block (A) may further contain (an)other monomeric unit(s) as desired in
addition to the isoprene monomeric unit and the aromatic vinyl monomeric unit, provided the essential property of the
present invention is not impaired. Examples of (an)other monomer(s) that is/are used for constituting the (an)other
monomeric unit(s) include: conjugated diene monomers other than isoprene such as 1,3-butadiene, 2,3-dimethyl-1,3-
butadiene, 2-chloro-1, 3-butadiene, 1,3-pentadiene, and 1,3-hexadiene; α,β-unsaturated nitrile such as acrylonitrile and
methacrylonitrile; unsaturated carboxylic acid or acid anhydride such as acrylic acid, methacrylic acid, and maleic acid
anhydride; unsaturated carboxylic ester such as methyl methacrylate, ethyl acrylate, and butyl acrylate; unconjugated
diene such as 1,5-hexadiene, 1,6-heptadiene, 1,7-octadiene, dichloropentadiene, and 5-ethylidene-2-norbornene; and
the like. Among them, 1,3-butadiene is preferable. One of these other monomers may be used alone, or two or more of
them may be used in combination. The (an)other monomeric unit(s) is/are contained in a proportion of 15% by weight
or less, preferably 10% by weight or less, more preferably 6% by weight or less, in the polymer block (A).
[0015] The polymer block (A) in the conjugated diene polymer chain that is used in the present invention is formed by
polymerizing a monomeric mixture with a polymerization initiator in an inert solvent, the monomeric mixture containing
isoprene, an aromatic vinyl monomer, and an(other) monomer(s) added as needed. The polymer block (A) thus formed
has an active terminal.
[0016] The inert solvent in which the monomeric mixture containing isoprene and an aromatic vinyl monomer is po-
lymerized to form the polymer block (A) is not particularly limited, provided it is one that is normally used in solution
polymerization and that does not inhibit a polymerization reaction. Specific examples thereof include: chain aliphatic
hydrocarbons such as butane, pentane, hexane, heptane, and 2-butene; aliphatic hydrocarbons such as cyclopentane,
cyclohexane, and cyclohexene; aromatic hydrocarbons such as benzene, toluene, and xylene; and the like. The amount
of the inert solvent that is used is for example 1 to 80% by weight, preferably 10 to 50% by weight, in terms of monomer
concentration.
[0017] The polymerization initiator with which the polymer block (A) is formed is not particularly limited, provided it is
one that causes a monomeric mixture containing isoprene and an aromatic vinyl monomer to be polymerized to give a
polymer chain having an active terminal. As a specific example thereof, a polymerization initiator containing as its major
catalyst an organic alkali metal compound and an organic alkali earth metal compound, as well as a lanthanum series
metal compound or the like is for example preferably used. Examples of the organic alkali metal compound include:
organic monolithium compounds such as n-butyl lithium, sec-butyl lithium, t-butyl lithium, hexyl lithium, phenyl lithium,
and stilbene lithium; organic polyvalent lithium such as dilithio methane, 1,4-dilithio butane, 1,4-dilithio-2-ethylcyclohex-
ane, 1,3,5-trilithio benzene, and 1,3,5-tris(lithiomethyl)benzene; organic sodium compounds such as sodium naphtha-
lene; organic potassium compounds such as potassium naphthalene; and the like. Further, examples of the organic
alkali earth metal compound include di-n-butyl magnesium, di-n-hexyl magnesium, diethoxy calcium, calcium distearate,
di-t-butoxy strontium, diethoxy barium, diisopropoxy barium, diethylmercapto barium, di-t-butoxy barium, diphenoxy
barium, diethylamino barium, barium distearate, diketyl barium, and the like. An example of a polymerization initiator
containing a lanthanum series metal compound as its major catalyst is a polymerization catalyst composed of (a) a salt
of a lanthanum series metal as its major catalyst and (b) an alkylaluminium compound, an organic aluminum hydride
compound, an organic aluminum halide compound, or the like as its promoter. The salt of the lanthanum series metal
is composed of a lanthanum series metal such as lanthanum, cerium, praseodymium, neodymium, samarium, gadolinium,
or the like and of carboxylic acid, phosphorus-containing organic acid, or the like. Among theses polymerization initiators,
it is preferable that an organic monolithium compound be used, and it is more preferable that n-butyl lithium be used. It
should be noted that an organic alkali metal compound may be brought into reaction in advance with a secondary amine
such as dibutylamine, dihexylamine, dibenzylamine, pyrrolidine, hexamethyleneimine, or heptamethyleneimine to be
used as an organic alkali metal amide compound. One of these polymerization initiators may be used alone, or two or
more of them may be used in combination.
[0018] The amount of the polymerization initiator that is used may be determined according to the intended molecular
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weight, but ranges preferably from 4 to 250 mmol, more preferably from 6 to 200 mmol, especially preferably from 10
to 70 mmol, per 100 g of the monomeric mixture.
[0019] The polymeric mixture is polymerized at a polymerization temperature, for example, in the range of -80 to
+150°C, preferably 0 to 100°C, more preferably 20 to 90°C. The polymeric mixture may be polymerized in any mode of
polymerization such as batch polymerization or continuous polymerization. Further, as a mode of binding, any of various
modes of binding, such as block binding, tapered binding, and random binding, may be used.
[0020] It is preferable that a polar compound be added to the inert solvent in polymerization to adjust the amount of
a vinyl bond that is contained in the isoprene monomeric unit in the polymer block (A). Examples of the polar compound
include: ether compounds such as dibutyl ether, tetrahydrofuran, and 2,2-di(tetrahydrofuryl)propane; tertiary amines
such as tetramethylethylene diamine; alkali metal alkoxide; phosphine compounds; and the like. Among them, ether
compounds and tertiary amines are preferable. Among them, those ether compounds and tertiary amines which can
form a chelate structure with the metal of the polymerization initiator are more preferable, and 2,2-di(tetrahydrofuryl)pro-
pane and tetramethylethylene diamine are especially preferable. The amount of a polar compound that is used may be
determined according to the intended vinyl bond content, and is preferably 0.01 to 30 mol, more preferably 0.05 to 10
mol, with respect to 1 mol of the polymerization initiator. When the amount of a polar compound that is used falls within
this range, the adjustment of the amount of a vinyl bond that is contained in the isoprene monomeric unit is easy and a
problem due to deactivation of the polymerization initiator hardly occurs. Causing the amount of a polar compound that
is used to increase within this range can increase the amount of a vinyl bond that is contained in the isoprene monomeric
unit.
[0021] The amount of a vinyl bond that is contained in the isoprene monomeric unit in the polymer block (A) is preferably
5 to 90% by weight, more preferably 5 to 80% by weight. When the amount of a vinyl bond that is contained in the
isoprene monomeric unit falls within this range, the resulting tire will be superior in low-heat-generating properties and
wet-grip properties. As used herein, the term "amount of a vinyl bond that is contained in the isoprene monomeric unit"
refers to the proportion of the total amount of an isoprene monomeric unit having a 1,2-structure and an isoprene
monomeric unit having a 3,4-structure to the isoprene monomeric unit.
[0022] The polymer block (A) has a weight-average molecular weight (Mw) of preferably 500 to 15,000, more preferably
1,000 to 12,000, especially preferably 1,500 to 10,000, as a value in terms of polystyrene as measured by gel permeation
chromatography. When the polymer block (A) has a weight-average molecular weight in this range, the resulting tire will
be superior in low-heat-generating properties, wet-grip properties, and strength.
[0023] A molecular weight distribution represented by the ratio of the weight-average molecular weight (Mw) of the
polymer block (A) to the number average molecular weight (Mn) is preferably 1.0 to 1.5, more preferably 1.0 to 1.3.
When the value of the molecular weight distribution (Mw/ Mn) of the polymer block (A) falls within this range, it becomes
easier to produce a conjugated diene rubber.

[Polymer Block (B)]

[0024] The polymer block (B) in the conjugated diene polymer chain that is used in the present invention is not
particularly limited, provided the polymer block (B) contains 50 to 100% by weight of a 1,3-butadiene monomeric unit
and 0 to 50% by weight of an aromatic vinyl monomeric unit. It is preferable that the polymer block (B) contain 55 to
95% by weight of a 1,3-butadiene monomeric unit and 5 to 45% by weight of an aromatic vinyl monomeric unit. It is more
preferable that the polymer block (B) contain 55 to 90% by weight of a 1,3-butadiene monomeric unit and 10 to 45% by
weight of an aromatic vinyl monomeric unit. When the polymer block (B) contains a 1,3-butadiene monomeric unit and
an aromatic vinyl monomeric unit in proportions falling within the aforementioned range, it becomes easier to produce
a conjugated diene rubber.
[0025] As a monomer that is used for constituting the aromatic vinyl monomeric unit contained in the polymer block
(B), any of the aromatic vinyl monomers exemplified above in the "Polymer Block (A)" section can be used in the same
manner. Among them, styrene is preferable.
[0026] It is preferable that the polymer block (B) be composed solely of the 1,3-butadiene monomeric unit or of the
1,3-butadiene monomeric unit and the aromatic vinyl monomeric unit. However, the polymer block (B) may further contain
(an)other monomeric unit(s) as desired in addition to the 1,3-butadiene monomeric unit and the aromatic vinyl monomeric
unit, provided the essential property of the present invention is not impaired. As (an)other monomer(s) that is/are used
for constituting the (an)other monomeric unit(s), any of the compounds exemplified above in the "Polymer Block (A)"
section except for 1,3-butadiene can be used in the same manner. Further, in the polymer block (B), isoprene can be
used as another monomer. The (an)other monomeric unit(s) is/are contained in a proportion of 50% by weight or less,
preferably 40% by weight or less, more preferably 35% by weight or less, in the polymer block (B).
[0027] The polymer block (B) in the conjugated diene polymer chain that is used in the present invention is formed
continuously with the polymer block (A) through the continuation of a polymerization reaction caused by mixing of the
polymer block (A) having the active terminal and either 1,3-butadiene or a monomeric mixture containing 1,3-butadiene
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and an aromatic vinyl monomer. The polymer block (B) thus formed has an active terminal.
[0028] The inert solvent with which the polymer block (B) is formed is the same as the inert solvent with which the
aforementioned polymer block (A) is prepared.
[0029] The amount of the polymer block (A) having the active terminal that is used in the formation of the polymer
block (B) may be determined according to the intended molecular weight, but ranges for example from 0.1 to 5 mmol,
more preferably from 0.15 to 2 mmol, especially preferably from 0.2 to 1.50 mmol, per 100 g of either 1,3-butadiene or
the monomeric mixture containing 1,3-butadiene and an aromatic vinyl monomer.
[0030] A method for mixing together the polymer block (A) and either 1,3-butadiene or the monomeric mixture containing
1,3-butadiene and an aromatic vinyl monomer is not particularly limited. The polymer block (A) having the active terminal
may be added into a solution of either 1,3-butadiene or the monomeric mixture containing 1,3-butadiene and an aromatic
vinyl monomer, or either 1,3-butadiene or the monomeric mixture containing 1,3-butadiene and an aromatic vinyl mon-
omer may be added into a solution of the polymer block (A) having the active terminal. From a point of view of control
of polymerization, it is preferable that the polymer block (A) having the active terminal be added into a solution of either
1,3-butadiene or the monomeric mixture containing 1,3-butadiene and an aromatic vinyl monomer.
[0031] Either 1,3-butadiene or the monomeric mixture containing 1,3-butadiene and an aromatic vinyl monomer is
polymerized at a polymerization temperature, for example, in the range of -80 to +150°C, preferably 0 to 100°C, more
preferably 20 to 90°C. Either 1,3-butadiene or the monomeric mixture containing 1,3-butadiene and an aromatic vinyl
monomer may be polymerized in any mode of polymerization such as batch polymerization or continuous polymerization.
For the polymer block (B) to be a copolymer chain, batch polymerization is preferable in terms of ease of control of
randomness of binding.
[0032] A mode of binding of each monomer for the polymer block (B) to be a copolymer chain can be any of various
modes of binding, such as block binding, tapered binding, and random binding, may be used. Among them, random
binding is preferable. A tire obtained by random binding is superior in low-heat-generating properties. When the mode
of binding of 1,3-butadiene and an aromatic vinyl monomer is random, it is preferable that either 1,3-butadiene or 1,3-
butadiene and an aromatic vinyl monomer be supplied into the polymerization system for polymerization so that the ratio
of the aromatic vinyl monomer to the total amount of 1,3-butadiene and the aromatic vinyl monomer in the polymerization
system does not become too high.
[0033] As at the time of adjustment of the amount of a vinyl bond that is contained in the isoprene monomeric unit in
the polymer block (A), it is preferable that a polar compound be added to the inert solvent in polymerization to adjust
the amount of a vinyl bond that is contained in the 1,3-butadiene monomeric unit in the polymer block (B). However, in
a case where a sufficient amount of a polar compound has been added to the inert solvent at the time of preparation of
the polymer block (A) to adjust the amount of a vinyl bond that is contained in the 1,3-butadiene monomeric unit in the
polymer block (B), it is not necessary to newly add a polar compound. Specific examples of a polar compound that is
used for adjusting the vinyl bond content are the same as those of the polar compound used in the preparation of the
aforementioned polymer block (A). The amount of a polar compound that is used may be determined according to the
intended vinyl bond content, and is preferably 0.01 to 100 mol, more preferably 0.1 to 30 mol, with respect to 1 mol of
the polymerization initiator. When the amount of a polar compound that is used falls within this range, the adjustment
of the amount of a vinyl bond that is contained in the 1,3-butadiene monomeric unit is easy and a problem due to
deactivation of the polymerization initiator hardly occurs.
[0034] The amount of a vinyl bond that is contained in the 1,3-butadiene monomeric unit in the polymer block (B) is
preferably 10 to 90% by weight, more preferably 20 to 80% by weight, especially preferably 25 to 70% by weight. When
the amount of a vinyl bond that is contained in the 1,3-butadiene monomeric unit in the polymer block (B) falls within
this range, the resulting tire will be superior in low-heat-generating properties.
[0035] In this way, a conjugated diene polymer chain having an active terminal and having the polymer block (A) and
a polymer block (B) can be obtained. From a point of view of productivity, it is preferable that the conjugated diene
polymer chain having an active terminal that is used in the present invention be constituted by polymer block (A)-polymer
block (B) and that the terminal of the polymer block (B) is an active terminal; however, the conjugated diene polymer
chain may have a plurality of polymer blocks (A) and may have another polymer block. Examples of the conjugated
diene polymer chain having an active terminal include polymer block (A)-polymer block (B)-polymer block (A), polymer
block (A)-polymer block (B)-polymer block composed solely of isoprene, and the like. When a block composed solely
of isoprene is formed on the side of the active terminal of the conjugated diene polymer chain, the amount of isoprene
that is used is preferably 10 to 100 mol, more preferably 15 to 70 mol, especially preferably 20 to 35 mol, with respect
to 1 mol of the polymerization initiator used in the first polymerization reaction.
[0036] When the ratio by weight of the polymer block (A) to the polymer block (B) of the conjugated diene polymer
chain having an active terminal that is used in the present invention (when the conjugated diene polymer chain has a
plurality of polymer blocks (A) and a plurality of polymer blocks (B), the ratio by weight being based on the total weight
of the polymer blocks (A) and the total weight of the polymer blocks (B)) is preferably 0.001 to 0.1, more preferably 0.003
to 0.07, especially preferably 0.005 to 0.05, as (Weight of Polymer Block(s) (A)/ Weight of Polymer Block(s) (B)). When
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the ratio by weight of the polymer block(s) (A) to the polymer block(s) (B) falls within this range, the resulting tire will be
satisfactory in balance between strength and low-heat-generating properties.
[0037] The conjugated diene polymer chain having an active terminal that is used in the present invention has a weight-
average molecular weight (Mw) of preferably 100,000 to 1,000,000, more preferably 150,000 to 700,000, especially
preferably 150,000 to 500,000, as a value in terms of polystyrene as measured by gel permeation chromatography.
When the conjugated diene polymer chain having an active terminal has a weight-average molecular weight in this
range, the resulting tire will be satisfactory in balance between strength and low-heat-generating properties.
[0038] A molecular weight distribution represented by the ratio of the weight-average molecular weight (Mw) of the
conjugated diene polymer chain having an active terminal to the number average molecular weight (Mn) is preferably
1.0 to 3.0, more preferably 1.0 to 2.5, especially preferably 1.0 to 2.2. When the value of the molecular weight distribution
(Mw/Mn) of the conjugated diene polymer chain having an active terminal falls within this range, it becomes easier to
produce a conjugated diene rubber.
[0039] The conjugated diene polymer chain having an active terminal contains (a) a total monomeric unit of an isoprene
monomeric unit and a 1,3-butadiene monomeric unit and (b) an aromatic vinyl monomeric unit in proportions of preferably
50 to 99.995% by weight and 0.005 to 50% by weight respectively, more preferably 55 to 95% by weight and 5 to 45%
by weight respectively, especially preferably 55 to 90% by weight and 10 to 45% by weight respectively. Further, the
amount of a vinyl bond that is contained in the isoprene monomeric unit and the 1,3-butadiene monomeric unit in the
conjugated diene polymer chain having an active terminal is the same as the amount of a vinyl bond that is contained
in the 1,3-butadiene monomeric unit in the polymer block (B).

<Conjugated Diene Rubber>

[0040] The method for producing a conjugated diene rubber of the present invention includes obtaining a conjugated
diene rubber by executing the step (c) of then bringing a denaturant into reaction with the active terminal of the conjugated
diene polymer chain having the active terminal, the denaturant having three or more groups per molecule, the three or
more groups being each at least either group selected from among an epoxy group and an alkoxy group, the reaction
taking place insofar as the total molar ratio of an epoxy group(s) and/or an alkoxy group(s) in the denaturant with respect
to the polymerization initiator used in the polymerization ranges from 0.1 to 1.

[Denaturant]

[0041] As used herein, the "denaturant" is one that has, in a molecule, a functional group that reacts with the active
terminal of the conjugated diene polymer chain, and in the present invention, this functional group is at least either group
selected from among an epoxy group and an alkoxy group. In the present invention, the number of these functional
groups is three or more per molecule. Use of a denaturant having three or more groups per molecule, the three or more
groups being each at least either group selected from among an epoxy group and an alkoxy group, makes it possible
to denature the conjugated diene polymer chain highly efficiently, so that a conjugated diene rubber obtained by the
production method of the present invention exhibits a better affinity for silica. As a result, the resulting tire is superior in
low-heat-generating properties. As used herein, the phrase "having three or more groups per molecule, the three or
more groups being each at least either group selected from among an epoxy group and an alkoxy group" is intended to
encompass a case of having three or more epoxy groups per molecule, a case of having three or more alkoxy groups
per molecule, a case of having one epoxy group and two or more alkoxy groups per molecule, a case of having two
epoxy groups and one or more alkoxy groups per molecule, and a case of having three or more epoxy groups and one
or more alkoxy groups per molecule.
[0042] The denaturant that is used in the present invention is not particularly limited, provided it has three or more
groups per molecule, the three or more groups being each at least either group selected from among an epoxy group
and an alkoxy group. Examples of the denaturant include: a polyorganosiloxane represented by general formula (I)
below; alkoxy silanes such as tetramethoxysilane, tetraethoxysilane, N,N-bis(trimethylsilyl)-3-aminoproyl trimethoxysi-
lane, N,N-bis(trimethylsilyl)-3-aminoproyl triethoxysilane, N,N-bis(trimethylsilyl)aminoethyl trimethoxysilane, N,N-bis(tri-
methylsilyl)aminoethyl triethoxysilane, and bis(trimethoxysilyl)ethane; and the like. Among them, polyorganosiloxane
represented by general formula (I) is preferable. Use of the polyorganosiloxane represented by general formula (I) below
causes the resulting tire to be far superior in low-heat-generating properties, wet-grip properties, and strength.
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wherein R1 to R8 are each a C1-6 alkyl group or a C6-12 aryl group and may be identical to or different from one another;
X1 and X4 are each any group selected from the group consisting of a C1-6 alkyl group, a C6-12 aryl group, a C1-5
alkoxy group, and a C4-12 group containing an epoxy group and may be identical to or different from one another; X2

is a C1-5 alkoxy group or a C4-12 group containing an epoxy group, and a plurality of occurrences of X2 may be identical
to or different from one another; X3 is a group containing 2 to 20 alkyleneglycol repeating units, and when there are a
plurality of occurrences of X3, they may be identical to or different from one another; m is an integer of 3 to 200; n is an
integer of 0 to 200; and k is an integer of 0 to 200.
[0043] In the polyorganosiloxane represented by general formula (I), examples of a C1-6 alkyl group that can constitute
R1 to R8, X1, and X4 include a methyl group, an ethyl group, an n-propyl group, an isopropyl group, a butyl group, a
pentyl group, a hexyl group, a cyclohexyl group, and the like. Examples of a C6-12 aryl group include a phenyl group,
a methylphenyl group, and the like. Among them, a methyl group and an ethyl group are preferable from a point of view
of ease of the production of the polyorganosiloxane per se.
[0044] In the polyorganosiloxane represented by general formula (I), examples of a C1-5 alkoxy group that can con-
stitute X1, X2, and X4 include a methoxy group, an ethoxy group, a propoxy group, an isopropoxy group, a butoxy group,
and the like. Among them, a methoxy group and an ethoxy group are preferable from a point of view of reactivity with
the active terminal of the conjugated diene polymer chain.
[0045] Further, in the polyorganosiloxane represented by general formula (I), an example of a C4-12 group containing
an epoxy group that can constitute X1, X2, and X4 is a group represented by general formula (II):

-Z1-Z2-E ··· (II)

wherein Z1 is a C1-10 alkylene group or alkylarylene group; Z2 is a methylene group, a sulfur atom, or an oxygen atom;
and E is a C2-10 hydrocarbon group having an epoxy group.
[0046] In the group represented by general formula (II), it is preferable that Z2 be an oxygen atom, more preferable
that Z2 be an oxygen atom and E be a glycidyl group, and especially preferable that Z1 be a C1-3 alkylene group, Z2 be
an oxygen atom and E be a glycidyl group.
[0047] In the polyorganosiloxane represented by general formula (I), as X1 and X4, among those named above, a
C4-12 group containing an epoxy group or a C1-6 alkyl group is preferable. Further, as X2, among those named above,
a C4-12 group containing an epoxy group is preferable. Furthermore, it is preferable that X1 and X4 be a C1-6 alkyl
group and X2 be a C4-12 group containing an epoxy group.
[0048] In the polyorganosiloxane represented by general formula (I), as X3, i.e. as a group containing 2 to 20 alkyleneg-
lycol repeating units, a group represented by general formula (III) below is preferable.

wherein t is an integer of 2 to 20; P is a C2-10 alkylene group or alkylarylene group; R is a hydrogen atom or a methyl
group; and Q is a C1-10 alkoxy group or aryloxy group. Among them, it is preferable that t be an integer of 2 to 8; P be
a C3 alkylene group; R be a hydrogen atom; and Q be a methoxy group.
[0049] In the polyorganosiloxane represented by general formula (I), m is an integer of 3 to 200, preferably 20 to 150,
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more preferably 30 to 120. When m is 3 or greater, the conjugated diene rubber obtained by the production method of
the present invention exhibits a better affinity for silica. As a result, the resulting tire is superior in low-heat-generating
properties. Further, when m is 200 or less, it becomes easier to produce the polyorganosiloxane per se and, as its
viscosity is not too high, it becomes easier to handle it.
[0050] Further, in the polyorganosiloxane represented by general formula (I), n is an integer of 0 to 200, preferably 0
to 150, more preferably 0 to 120, and k is an integer of 0 to 200, preferably 0 to 150, more preferably 0 to 130. The sum
of m, n, and k is preferably 3 to 400, more preferably 20 to 300, especially preferably 30 to 250. When the sum of m, n,
and k falls within this range, it becomes easier to produce the polyorganosiloxane per se and, as its viscosity is not too
high, it becomes easier to handle it.
[0051] It should be noted that in the polyorganosiloxane represented by general formula (I), when the epoxy group(s)
in the polyorganosiloxane react(s) with the active terminal of the conjugated diene polymer chain, at least part of the
epoxy group(s) open(s) its/their rings(s), whereby a bond between the carbon atom(s) in the ring-opened part(s) of the
epoxy group(s) and the active terminal of the conjugated diene polymer chain is believed to be formed. Further, when
the alkoxy group(s) in the polyorganosiloxane react(s) with the active terminal of the conjugated diene polymer chain,
at least part of the alkoxy group(s) get(s) desorbed, whereby a bond between the silicon atom(s) in the the polyorga-
nosiloxane to which the desorbed alkoxy group(s) was/were bound and the active terminal of the conjugated diene
polymer chain is believed to be formed.
[0052] The amount of the denaturant that is used in such an amount that the total molar ratio of an epoxy group(s)
and/or an alkoxy group(s) in the denaturant with respect to 1 mol of the polymerization initiator used in the polymerization
ranges from 0.1 to 1, preferably from 0.2 to 0.9, more preferably 0.3 to 0.8. When the amount of the denaturant falls
within this range, the resulting tire will be superior in low-heat-generating properties, wet-grip properties, and strength.
One of these denaturants may be used alone, or two or more of them may be used in combination.
[0053] In the method for producing a conjugated diene rubber of the present invention, not only is the conjugated
diene polymer chain having the active terminal denaturized by the aforementioned denaturant, but also some conjugated
diene polymer chains having active terminals may be inactivated by adding a polymerization terminator, a polymerization
terminal denaturant other than the aforementioned denaturant, and a coupling agent into the polymerization system,
provided the effects of the present invention are not inhibited. That is, in the conjugated diene rubber of the present
invention, some conjugated diene polymer chains having active terminals may be inactivated by a polymerization ter-
minator, a polymerization terminal denaturant other than the aforementioned denaturant, and a coupling agent, provided
the effects of the present invention are not inhibited.
[0054] Examples of the polymerization terminal denaturant and the coupling agent that are used here include: N-
substituted cyclic amides such as N-methyl-2-pyrrolidone, N-vinyl-2-pyrrolidone, N-phenyl-2-pyrrolidone, and N-methyl-
ε-caprolactam; N-substituted cyclic ureas such as 1,3-dimethylethylene urea and 1,3-diethyl-2-imidazolidinone; N-sub-
stituted amino ketones such as 4,4’-bis(dimethylamino)benzophenone and 4,4’-bis(diethylamino)benzophenone; aro-
matic isocyanates such as diphenylmethane diisocyanate and 2,4-tolylenediisocyanate; N-di-substituted aminoalkyl
methacryl amides such as N,N-dimethylaminopropyl methacryl amide; N-substituted amino aldehydes such as 4-N,N-
dimethylamino benzaldehyde; N-substituted carbodiimides such as dicyclohexyl carbodiimide; Schiff’s bases such as
N-ethyl ethylidene imine and N-methyl benzylidene imine; pyridyl group-containing vinyl compounds such as 4-vinylpy-
ridine; tin tetrachloride; halogenated silicon compounds such as silicon tetrachloride, hexachlorodisilane, bis(trichlorors-
ilyl) me thane, 1,2-bis(trichlororsilyl) ethane, 1,3-bis (trichlororsilyl) propane, 1,4-bis(trichlororsilyl)butane, 1,5-bis(trichlo-
rorsilyl)pentane, and 1,6-bis(trichlororsilyl)hexane; and the like. A tire made from a hyper branched conjugated diene
rubber obtained through concomitant use as a coupling agent of a halogenated silicon compound having five or more
silicon-halogen atomic bonds per molecule is superior in controllability. One of these polymerization terminal denaturants
and these coupling agents may be used alone, or two or more of them may be used in combination.
[0055] When the aforementioned denaturant, the aforementioned coupling agent, and/or the like is/are brought into
reaction with the active terminal of the conjugated diene polymer chain, it is preferable that the denaturant and/or the
like be added to a solution containing the conjugated diene polymer chain having the active terminal, and from a point
of view of satisfactory control of the reaction, it is more preferable that the denaturant and/or the like be dissolved in the
inert solvent and then added into the polymerization system. It is preferable that the concentration of the solution range
from 1 to 50% by weight.
[0056] The timing of addition of the denaturant and/or the like is not particularly limited. However, it is preferable that
the denaturant and/or the like be added to the solution containing the conjugated diene polymer chain having the active
terminal in a state where the polymerization reaction in the conjugated diene polymer chain having the active terminal
has not completed and where the solution also contains a monomer, more specifically in a state where the solution
contains not less than 100 ppm of a monomer, more preferably 300 to 50,000 ppm of a monomer. Addition of the
denaturant and/or the like in this manner makes it possible to satisfactorily control the reaction by controlling a side
reaction between the conjugated diene polymer chain having the active terminal and an impurity contained in the po-
lymerization system.
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[0057] The conditions under which the aforementioned denaturant and/or the like is/are brought into reaction with the
active terminal of the conjugated diene polymer chain are as follows: at a temperature in the range of 0 to 100°C,
preferably 30 to 90°C; and for a reaction time in the range of 1 to 120 minutes each, preferably 2 to 60 minutes each.
[0058] It is preferable that after the aforementioned denaturant and the coupling agent and/or the like added as desired
have been brought into reaction with the active terminal of the conjugated diene polymer chain, an unreacted active
terminal be deactivated by adding a polymer terminator such as alcohol such as methanol and isopropanol or water.
[0059] After the active terminal of the conjugated diene polymer chain have been deactivated, an antioxidant (such
as a phenolic stabilizer, a phosphoric stabilizer, or a sulfuric stabilizer), a crumbing agent, a scale preventive, and/or the
like is/are added to the polymerization solution, and after that the polymerization solvent is separated from the polym-
erization solution by direct drying, steam stripping, or the like, whereby the conjugated diene rubber obtained by the
production method of the present invention is collected. Alternatively, the conjugated diene rubber may be collected as
oil extended rubber by mixing extending oil into the polymerization solution before the polymerization solvent is separated
from the polymerization solution.
[0060] Examples of extending oil that is used when the conjugated diene rubber is collected as oil extended rubber
include: petroleum-based softeners such as a paraffinic softener, an aromatic softener, and a naphthenic softener; plant-
derived softeners; fatty acids; and the like. When a petroleum-based softener is used, it is preferable that the content
of polycyclic aromatic extracted by the method IP346 (inspection method of Britain’s THE INSTITUTE PETROLEUM)
be less than 3%. When extending oil is used, the amount of extending oil that is used is for example 5 to 100 parts by
weight, preferably 10 to 60 parts by weight, more preferably 20 to 50 parts by weight, with respect to 100 parts by weight
of the conjugated diene rubber.
[0061] The conjugated diene rubber obtained by the production method of the present invention contains preferably
5 to 40% by weight, more preferably 5 to 30% by weight, especially preferably 10 to 20% by weight, of a structure formed
by binding of three or more conjugated diene polymer chains produced by bringing a denaturant into reaction with the
conjugated diene polymer chain having the active terminal, the denaturant having three or more groups per molecule,
the three or more groups being each at least either group selected from among an epoxy group and an alkoxy group.
When the proportion of the structure formed by binding of three or more conjugated diene polymer chains falls within
this range, coagulability and dryability during production are satisfactory; furthermore, when combined with silica, the
conjugated diene rubber can give a rubber composition that is far superior in processability and a tire that is superior in
low-heat-generating properties. It should be noted that the proportion (fraction by weight) of the structure formed by
binding of three or more conjugated diene polymer chains with respect to the total amount of conjugated diene rubber
finally obtained is represented as a coupling rate of three or more braches of a conjugated diene polymer chain. This
can be measured by gel permeation chromatography (in terms of polystyrene). From a chart obtained by gel permeation
chromatography measurement, the coupling rate of three or more braches of a conjugated diene polymer chain is a
ratio of the area of a peak portion having a peak top molecular weight 2.8 times greater than a peak top molecular weight
indicated by a peak that is smallest in molecular weight to the whole elution area.
[0062] The conjugated diene rubber obtained by the production method of the present invention has a weight-average
molecular weight of preferably 100,000 to 3,000,000, more preferably 150,000 to 2,000,000, especially preferably 200,000
to 1,500,000 as a value measured by gel permeation chromatography in terms of polystyrene. When the weight-average
molecular weight of the conjugated diene rubber falls within this range, it becomes easy to combine silica with the
conjugated diene rubber, so that the rubber composition is superior in processability and the resulting tire is superior in
low-heat-generating properties.
[0063] A molecular weight distribution represented by the ratio of the weight-average molecular weight (Mw) of the
conjugated diene rubber obtained by the production method of the present invention to the number average molecular
weight (Mn) is preferably 1.1 to 3.0, more preferably 1.2 to 2.5, especially preferably 1.2 to 2.2. When the value of the
molecular weight distribution (Mw/Mn) of the conjugated diene rubber falls within this range, the resulting tire is superior
in low-heat-generating properties.
[0064] The conjugated diene rubber obtained by the production method of the present invention has a Mooney viscosity
(ML1+4, 100°C) of preferably 20 to 100, more preferably 30 to 90, especially preferably 35 to 80. It should be noted that
when the conjugated diene rubber is oil extended rubber, it is preferable that the Mooney viscosity of the oil extended
rubber fall within this range.
[0065] In this way, the conjugated diene rubber obtained by the production method of the present invention can be
suitably used for various purposes after the addition of compounding ingredients such as a filler and a cross-linker. In
particular, combining silica as a filler gives a rubber composition that is suitably used for obtaining a tire that is superior
in low-heat-generating properties, wet-grip properties, and strength.

<Rubber Composition>

[0066] A rubber composition of the present invention includes: a rubber component containing a conjugated diene
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rubber obtained by a production method of the present invention; and silica, the rubber composition containing 10 to
200 parts by weight of the silica with respect to 100 parts by weight of the rubber component.
[0067] The rubber composition of the present invention may contain another rubber other than the conjugated diene
rubber obtained by the production method of the present invention. Examples of the rubber other than the conjugated
diene rubber obtained by the production method of the present invention include, but are not particularly limited to,
natural rubber, polyisoprene rubber, emulsion-polymerized styrene-butadiene copolymer rubber, solution-polymerized
styrene-butadiene copolymer rubber, polybutadiene rubber (which may be either high-cis-BR or low-cis-BR, and may
alternatively be polybutadiene rubber containing crystal fibers composed of a 1,2-polybutadiene polymer), styrene-
isoprene copolymer rubber, butadiene-isoprene copolymer rubber, styrene-isoprene-butadiene copolymer rubber, acry-
lonitrile-butadiene copolymer rubber, acrylonitrile-styrene-butadiene copolymer rubber, and the like. Among them, natural
rubber, polyisoprene rubber, polybutadiene rubber, and solution-polymerized styrene-butadiene copolymer rubber are
preferable. One of these types of rubber may be used alone, or two or more of them may be used in combination.
[0068] In the rubber composition of the present invention, the conjugated diene rubber obtained by the production
method of the present invention occupies preferably 10 to 100% by weight, more preferably 20 to 100% by weight,
especially preferably 50 to 100% by weight out of the rubber component. Causing the conjugated diene rubber obtained
by the production method of the present invention to be contained in such a proportion in the rubber component can
give a rubber composition that is suitably used for obtaining a tire that is superior in low-heat-generating properties, wet-
grip properties, and strength.
[0069] The rubber composition of the present invention contains 10 to 200 parts by weight, preferably 20 to 150 parts
by weight, more preferably 30 to 120 parts by weight, of silica with respect to 100 parts by weight of the rubber component.
When silica is contained in a proportion falling within this range, a tire made from the rubber composition of the present
invention is especially satisfactory in low-heat-generating properties. Examples of silica include, but are not particularly
limited to, dry white carbon, wet white carbon, colloidal silica, precipitated silica, and the like. Among them, wet white
carbon, which is composed mainly of hydrous silicon, is preferable. Alternatively, a carbon-silica dual-phase filler, which
includes carbon black and silica carried on a surface of the carbon black, may be used. One of these types of silica may
be used alone, or two or more of them may be used in combination.
[0070] The silica used has a nitrogen adsorption specific surface area (as measured by the BET method according
to ASTM D3037-81) of preferably 50 to 300 m2/g, more preferably 80 to 220 m2/g, especially preferably 100 to 170 m2/g.
When the nitrogen adsorption specific surface area of the silica falls within this range, the resulting rubber composition
can give a tire that is far superior in low-heat-generating properties. Further, the silica has a pH of preferably less than
7, more preferably 5 to 6.9.
[0071] From a point of view of further improving the low-heat-generating properties of a tire, it is preferable that the
rubber composition of the present invention further contain a silane coupling agent. Examples of the silane coupling
agent include vinyl triethoxysilane, β-(3,4-epoxycyclohexyl)ethyl trimethoxysilane, N-(β-aminoethyl)-γ-aminopropyl tri-
methoxysilane, 3-octathio- 1-propyl-triethoxysilane, bis(3-triethoxysilyl)propyl) disulfide, bis(3-triethoxysilyl)propyl) tet-
rasulfide, γ-trimethoxysilyl propyl dimethyl thiocarbamyl tetrasulfide, γ-trimethoxysilyl propyl benzothiazyl tetrasulfide,
and the like. Among them, from a point of view of avoiding scorching during kneading, it is preferable that the number
of sulfur atoms that are contained in a molecule be four or less. One of these silane coupling agents may be used alone,
or two or more of them may be used in combination. The amount of a silane coupling agent that is contained is preferably
0.1 to 30 parts by weight, more preferably 1 to 15 parts by weight, with respect to 100 parts by weight of silica.
[0072] The rubber composition of the present invention may further contain carbon black such as furnace black,
acetylene black, thermal black, channel black, and graphite. When carbon black is used, it is preferable to use furnace
black, specific examples of which include SAF, ISAF, ISAF-HS, ISAF-LS, IISAF-HS, HAF, HAF-HS, HAF-LS, T-HS, T-
NS, MAF, N234, FEF, and the like. One of these types of carbon black may be used alone, or two or more of them may
be used in combination. The amount of carbon black that is contained is preferably 120 parts by weight or less with
respect to 100 parts by weight of the rubber component, and the total amount of silica and carbon black is preferably
25 to 120 parts by weight, more preferably 30 to 100 parts by weight, especially preferably 35 to 90 parts by weight,
with respect to 100 parts by weight of the rubber component.
[0073] The carbon black has a nitrogen adsorption specific surface area (N2SA) of preferably 5 to 200 m2/g, more
preferably 20 to 150 m2/g, especially preferably 40 to 130 m2/g, and has an amount of dibutyl phthalate adsorption of
preferably 5 to 200 ml/ 100 g, more preferably 50 to 160 ml/ 100 g, especially preferably 70 to 130 ml/ 100 g. When the
nitrogen adsorption specific surface area of the carbon black falls within this range, the resulting carbon composition
gives a tire that is superior in low-heat-generating properties, and is satisfactory in moldability.
[0074] The fillers such as silica and carbon black can be added to the rubber composition by any method, e.g. by
employing a method for adding a filler to solid rubber and kneading the mixture (dry kneading method) or a method for
adding a filler to a solution of rubber and coagulating and drying the mixture (wet kneading method).
[0075] It is preferable that the rubber composition of the present invention further contain a cross-linker. Examples of
the cross-linker include, but are not particularly limited to, sulfur, halogenated sulfur, organic peroxides, quinonedioximes,
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organic polyvalent amine compounds, and alkylphenolic resin having a methylol group, and the like. Among them, sulfur
is preferably used. The amount of a cross-linker that is contained is preferably 0.1 to 15 parts by weight, more preferably
0.5 to 5 parts by weight, especially preferably 1 to 4 parts by weight, with respect to 100 parts by weight of the rubber
component. When the amount of a cross-linker that is contained falls within this range, the cross-linking is sufficiently
performed, so that the resulting rubber cross-linked product is superior in mechanical properties.
[0076] When sulfur or a sulfur-containing compound is used as the cross-liker, it is preferable that a cross-linking
promoter and a cross-linking activator. Examples of the cross-linking promoter include a sulfenic amide compound, a
guanidine compound, a thiourea compound, a thiazole compound, a thiuram compound, a dithiocarbamate compound,
a xanthate compound, and the like. Among them, a sulfenic amide cross-linking promoter is preferable. Examples of
the cross-linking activator include zinc oxide, higher fatty acid such as stearic acid, and the like. One of these cross-
linking promoters and cross-linking activators may be used alone, or two or more of them may be used in combination.
[0077] The amount of a cross-linking promoter and a cross-linking activator that are contained is preferably 0.05 to
15 parts by weight, more preferably 0.5 to 10 parts by weight, especially preferably 1 to 5 parts by weight, with respect
to 100 parts by weight of the rubber composition. When the amount of a cross-linking promoter and a cross-linking
activator that are contained falls within this range, the cross-linking is sufficiently performed, so that the resulting rubber
cross-linked product is superior in mechanical properties.
[0078] In the rubber composition of the present invention, compounding ingredients that are normally used in the field
of rubber processing, such as an antioxidant, an anti-scorching agent, an activator, process oil, a plasticizer, a lubricant,
a filler (excluding the aforementioned silica and carbon black), a tackifier, can be contained as appropriate in addition
to the aforementioned components according to the purposes for which they are contained.
[0079] In order to obtain the rubber composition of the present invention, it is only necessary to knead a mixture of
components in the usual manner. For example, it is possible to obtain the intended rubber composition by mixing a
cross-linker and a cross-linking promoter into a mixture obtained by kneading a mixture of a rubber component and
compounding ingredients excluding the cross-linker and the cross-linking promoter. The mixture of the rubber component
and the compounding ingredients excluding the cross-linker and the cross-linking promoter is kneaded at a kneading
temperature of preferably 80 to 200°C, more preferably 100 to 180°C, and for a kneading time of preferably 30 seconds
to 30 minutes. The mixture and the cross-linker and the cross-linking promoter are mixed after cooling to for example
100°C or lower, preferably 80°C or lower.
[0080] The rubber composition of the present invention can be cross-lined to be used as a tire, and can also be used
as resin-reinforcing rubber such as impact-resistant polystyrene.

[Rubber Cross-linked Product]

[0081] A rubber cross-linked product of the present invention is one formed by cross-linking a rubber composition of
the present invention. A method for cross-linking and molding in making a rubber product (rubber cross-linked product)
such as a tire from a rubber composition of the present invention is not particularly limited, and may be selected according
to the shape, size, etc. of the cross-linked product. Molding and cross-linking may be performed simultaneously by filling
a mold with a rubber composition containing a cross-linker and by heating it, or a pre-molded rubber composition
containing a cross-linker may be cross-linked by being heated. The molding temperature ranges preferably from 20 to
140°C, more preferably 40 to 130°C. The cross-linking temperature ranges preferably from 120 to 200°C, more preferably
140 to 180°C. The cross-linking time ranges for example from 1 to 120 minutes.
[0082] The cross-linked product of the present invention can be used in rubber products such as tires, hoses, window
frames, belts, shoe soles, antivibration rubber, automobile components, and seismic isolation rubber. Among them, the
cross-linked product of the present invention can be suitably used for tires, as it is particularly superior in low-heat-
generating properties, wet-grip properties, and strength. The cross-linked product of the present invention is applicable
to each part of a tire such as a tread, a carcass, a side wall, and a bead in various types of tires such as an all-season
tire, a high-performance tire, and a studless tire, and since it is particularly superior in low-heat-generating properties,,
it can be particularly suitably used for a tread of a fuel-efficient tire.

(Summary)

[0083] As described above, the present invention provides a method for producing a conjugated diene rubber, including
the steps of: (a) forming a polymer block (A) by polymerizing a monomeric mixture with a polymerization initiator in an
inert solvent, the polymer block (A) having an active terminal and containing 80 to 95% by weight of an isoprene monomeric
unit and 5 to 20% by weight of an aromatic vinyl monomeric unit, the monomeric mixture containing isoprene and an
aromatic vinyl monomer; (b) obtaining a conjugated diene polymer chain having an active terminal and having the
polymer block (A) and a polymer block (B), the polymer block (B) being formed continuously with the polymer block (A)
through the continuation of a polymerization reaction caused by mixing of the polymer block (A) having the active terminal
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and either 1,3-butadiene or a monomeric mixture containing 1,3-butadiene and an aromatic vinyl monomer, the polymer
block (B) having an active terminal and containing 50 to 100% by weight of a 1,3-butadiene monomeric unit and 0 to
50% by weight of an aromatic vinyl monomeric unit; and (c) bringing a denaturant into reaction with the active terminal
of the conjugated diene polymer chain having the active terminal, the denaturant having three or more groups per
molecule, the three or more groups being each at least either group selected from among an epoxy group and an alkoxy
group, the reaction taking place insofar as the total molar ratio of an epoxy group(s) and/or an alkoxy group(s) in the
denaturant with respect to the polymerization initiator used in the polymerization ranges from 0.1 to 1.
[0084] In the production method of the present invention, it is preferable that the polymer block (A) have a weight-
average molecular weight of 500 to 15,000.
[0085] In the production method of the present invention, it is preferable that the denaturant is a polyorganosiloxane
represented by general formula (I):

wherein R1 to R8 are each a C1-6 alkyl group or a C6-12 aryl group and may be identical to or different from one another;
X1 and X4 are each any group selected from the group consisting of a C1-6 alkyl group, a C6-12 aryl group, a C1-5
alkoxy group, and a C4-12 group containing an epoxy group and may be identical to or different from one another; X2

is a C1-5 alkoxy group or a C4-12 group containing an epoxy group, and a plurality of occurrences of X2 may be identical
to or different from one another; X3 is a group containing 2 to 20 alkyleneglycol repeating units, and when there are a
plurality of occurrences of X3, they may be identical to or different from one another; m is an integer of 3 to 200; n is an
integer of 0 to 200; and k is an integer of 0 to 200.
[0086] Furthermore, the present invention provides a conjugated diene rubber obtained by the production method.
[0087] Furthermore, the present invention provides a rubber composition including: a rubber component containing
the conjugated diene rubber; and silica, the rubber composition containing 10 to 200 parts by weight of the silica with
respect to 100 parts by weight of the rubber component.
[0088] The rubber composition of the present invention preferably further include a cross-linker.
[0089] Furthermore, the present invention provides a rubber cross-linked product formed by cross-linking the rubber
composition.
[0090] Furthermore, the present invention provides a tire made from the rubber cross-linked product.

Examples

[0091] In the following, the present invention is described in more detail by way of Examples and Comparative Exam-
ples. However, the present invention is not limited to the Examples below. Unless otherwise noted, the term "parts" and
the sign "%" in each of the Examples are by weight.
[0092] The physical properties of the Examples and the Comparative Examples were measured according to the
methods described below.

(Weight-average Molecular Weight, Molecular Weight Distribution, and Coupling Rate)

[0093] The weight-average molecular weight, the molecular weight distribution, and the coupling rate were found on
the basis of a chart obtained by gel permeation chromatography on the basis of a molecular weight in terms of polystyrene.
It should be noted that specific measurement conditions for gel permeation chromatography are as follows:

Measuring instrument: HLC-8020 (manufactured by Tosoh Corporation)
Column: GMH-HR-H (manufactured by Tosoh Corporation); Two of these were serially connected.
Detector: Differential refractometer RI-8200 (manufactured by Tosoh Corporation)
Eluant: Tetrahydrofuran
Column temperature: 40°C
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[0094] As for the coupling rate, the coupling rate of three or more braches of a conjugated diene polymer chain is a
ratio of the area of a peak portion having a peak top molecular weight 2.8 times greater than a peak top molecular weight
indicated by a peak that is smallest in molecular weight to the whole elution area.

(Aromatic Vinyl Monomeric Unit Content and Vinyl Bond Content)

[0095] The aromatic vinyl monomeric unit content and the vinyl bond content were measured by 1H-NMR.

(Mooney Viscosity (ML1+4, 100°C))

[0096] The Mooney viscosity was measured using a Mooney viscometer (manufactured by Shimadzu Corporation)
according to JIS K6300.

(Tensile Strength)

[0097] As tensile strength, breaking strength was measured by tensile testing with a dumbbell-shaped No. 3 test piece
according to JIS K6251. This property was indicated by an index with the after-mentioned Comparative Example 3 as
a reference sample and the measured value of Comparative Example 3 being 100. The greater this index is, the superior
the rubber cross-lined product is in tensile strength.

(Wet-grip Properties)

[0098] As wet-grip properties, the impact resilience of a test piece 29.0 mm in diameter and 12.5 mm in thickness at
0°C was measured by impact resilience testing with the test piece. This property was indicated by an index with the
after-mentioned Comparative Example 3 as a reference sample and the measured value of Comparative Example 3
being 100. The greater this index is, the superior the rubber cross-lined product is in wet-grip properties when used as a tire.

(Low-heat-generating Properties)

[0099] As low-heat-generating properties, tanδ of a test piece 50 mm in length, 12.7 mm in width, and 2 mm in thickness
at 60°C was measured at 10 Hz with a dynamic distortion 2.5% using an ARES manufactured by Rheometric Scientific,
Inc. This property was indicated by an index with the after-mentioned Comparative Example 3 as a reference sample
and the measured value of Comparative Example 3 being 100. The smaller this index is, the superior the rubber cross-
lined product is in low-heat-generating properties when used as a tire.

[Example 1: Preparation of a Conjugated Diene Rubber I]

[0100] Into a nitrogen-substituted 100 ml ampule, 35 g of cyclohexane and 0.43 mmol of tetramethylethylenediamine
were added, and 4.3 mmol of n-butyl lithium were further added. Then, 22.0 g of isoprene and 1.7 g of styrene were
slowly added and were allowed to react in the ampule at 50°C for 120 minutes to give a polymer block (A) having an
active terminal. The weight-average molecular weight, molecular weight distribution, aromatic vinyl monomeric unit
content, isoprene monomeric unit content, and vinyl bond content of the polymer block (A) were measured. Results of
these measurements are shown in Table 1.
[0101] Next, polymerization was started at 40°C by adding the whole quantity of polymer block (A) having an active
terminal thus obtained into a stirrer-equipped autoclave into which 4000 g of cyclohexane, 6.5 mmol of tetramethyleth-
ylenediamine, 306.6 g of 1,3-butadiene, and 113.4 g of styrene had been fed in an atmosphere of nitrogen. Ten minutes
after the start of the polymerization, 167.4 g of 1,3-butadiene, and 12.6 g of styrene were continuously added over a
period of 60 minutes. The highest temperature during the polymerization was 60°C. After completion of the continuous
addition, the polymerization reaction was further continued for 20 minutes. After the degree of polymerization conversion
had been confirmed to be in the range of 95% to 100%, polyorganosiloxane A represented by formula (IV) below was
added in the form of a 20 wt% concentration xylene solution so that the epoxy group content was 1.42 mmol (which is
equivalent to 0.33 times as many moles as n-butyl lithium used), and was allowed to react for 30 minutes. After that, an
amount of methanol that is equivalent to twice as many moles as n-butyl lithium used was added as a polymerization
terminator to give a solution containing a conjugated diene rubber I. To this solution, 0.15 parts of IRGANOX 1520L
(manufactured by Ciba Specialty Chemicals Corporation) was added as an antioxidant to 100 parts of the conjugated
diene rubber I. After that, the solvent was removed by steam stripping, and vacuum drying was performed at 60°C for
24 hours to give the conjugated diene rubber I in a solid form.
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[0102] The weight-average molecular weight, molecular weight distribution, coupling rate, aromatic vinyl monomeric
unit content, vinyl bond content, and Mooney viscosity (ML1+4, 100°C) of this rubber were measured. Results of these
measurements are shown in Table 1.
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[Example 2: Preparation of a Conjugated Diene Rubber II]

[0103] Into a nitrogen-substituted 100 ml ampule, 35 g of cyclohexane and 6.9 mmol of tetramethylethylenediamine
were added, and 4.3 mmol of n-butyl lithium were further added. Then, 22.0 g of isoprene and 1.9 g of styrene were
slowly added and were allowed to react in the ampule at 50°C for 120 minutes to give a polymer block (A) having an
active terminal. The weight-average molecular weight, molecular weight distribution, aromatic vinyl monomeric unit
content, isoprene monomeric unit content, and vinyl bond content of the polymer block (A) were measured. Results of
these measurements are shown in Table 1.
[0104] Next, polymerization was started at 40°C by adding the whole quantity of polymer block (A) having an active
terminal thus obtained into a stirrer-equipped autoclave into which 4000 g of cyclohexane, 306.6 g of 1,3-butadiene,
and 113.4 g of styrene had been fed in an atmosphere of nitrogen. After that, processes which are similar to those carried
out in Example 1 were carried out to give a conjugated Diene rubber II in a solid form.

[Example 3: Preparation of a Conjugated Diene Rubber III]

[0105] Into a nitrogen-substituted 100 ml ampule, 35 g of cyclohexane and 6.9 mmol of tetramethylethylenediamine
were added, and 4.3 mmol of n-butyl lithium were further added. Then, 10.7 g of isoprene and 1.2 g of styrene were
slowly added and were allowed to react in the ampule at 50°C for 120 minutes to give a polymer block (A) having an
active terminal. The weight-average molecular weight, molecular weight distribution, aromatic vinyl monomeric unit
content, isoprene monomeric unit content, and vinyl bond content of the polymer block (A) were measured. Results of
these measurements are shown in Table 1.
[0106] Next, polymerization was started at 40°C by adding the whole quantity of polymer block (A) having an active
terminal thus obtained into a stirrer-equipped autoclave into which 4000 g of cyclohexane, 306.6 g of 1,3-butadiene,
and 113.4 g of styrene had been fed in an atmosphere of nitrogen. After that, processes which are similar to those carried
out in Example 1 were carried out, except that polyorganosiloxane A represented by formula (IV) above was added so
that the epoxy group content was 2.84 mmol (which is equivalent to 0.66 times as many moles as n-butyl lithium used),
to give a conjugated diene rubber III in a solid form.

[Example 4: Preparation of a Conjugated Diene Rubber IV]

[0107] Into a nitrogen-substituted 100 ml ampule, 35 g of cyclohexane and 6.9 mmol of tetramethylethylenediamine
were added, and 4.3 mmol of n-butyl lithium were further added. Then, 21.5 g of isoprene and 3.2 g of styrene were
slowly added and were allowed to react in the ampule at 50°C for 120 minutes to give a polymer block (A) having an
active terminal. The weight-average molecular weight, molecular weight distribution, aromatic vinyl monomeric unit
content, isoprene monomeric unit content, and vinyl bond content of the polymer block (A) were measured. Results of
these measurements are shown in Table 1.
[0108] Next, polymerization was started at 40°C by adding the whole quantity of polymer block (A) having an active
terminal thus obtained into a stirrer-equipped autoclave into which 4000 g of cyclohexane, 306.6 g of 1,3-butadiene,
and 113.4 g of styrene had been fed in an atmosphere of nitrogen. After that, processes which are similar to those carried
out in Example 1 were carried out to give a conjugated diene rubber IV in a solid form.

[Comparative Example 1: Preparation of a Conjugated Diene Rubber i]

[0109] Into a nitrogen-substituted 100 ml ampule, 35 g of cyclohexane and 6.9 mmol of tetramethylethylenediamine
were added, and 4.3 mmol of n-butyl lithium were further added. Then, 21.5 g of isoprene were slowly added and were
allowed to react in the ampule at 50°C for 120 minutes to give a polymer block (c) having an active terminal. The weight-
average molecular weight, molecular weight distribution, isoprene monomeric unit content, and vinyl bond content of
the polymer block (c) were measured. Results of these measurements are shown in Table 1.
[0110] Next, polymerization was started at 40°C by adding the whole quantity of polymer block (c) having an active
terminal thus obtained into a stirrer-equipped autoclave into which 4000 g of cyclohexane, 306.6 g of 1,3-butadiene,
and 113.4 g of styrene had been fed in an atmosphere of nitrogen. After that, processes which are similar to those carried
out in Example 1 were carried out to give a conjugated diene rubber i in a solid form.

[Comparative Example 2: Preparation of a Conjugated Diene Rubber ii]

[0111] Into a nitrogen-substituted 100 ml ampule, 35 g of cyclohexane and 6.9 mmol of tetramethylethylenediamine
were added, and 4.3 mmol of n-butyl lithium were further added. Then, 19.9 g of isoprene and 5.8 g of styrene were
slowly added and were allowed to react in the ampule at 50°C for 120 minutes to give a polymer block (d) having an



EP 2 845 867 B1

19

5

10

15

20

25

30

35

40

45

50

55

active terminal. The weight-average molecular weight, molecular weight distribution, aromatic vinyl monomeric unit
content, isoprene monomeric unit content, and vinyl bond content of the polymer block (d) were measured. Results of
these measurements are shown in Table 1.
[0112] Next, polymerization was started at 40°C by adding the whole quantity of polymer block (d) having an active
terminal thus obtained into a stirrer-equipped autoclave into which 4000 g of cyclohexane, 306.6 g of 1,3-butadiene,
and 113.4 g of styrene had been fed in an atmosphere of nitrogen. After that, processes which are similar to those carried
out in Example 1 were carried out to give a conjugated diene rubber ii in a solid form.
[0113] As with the conjugated diene rubber I, the weight-average molecular weight, molecular weight distribution,
coupling rate, aromatic vinyl monomeric unit content, vinyl bond content, and Mooney viscosity (ML1+4, 100°C) of each
of the conjugated diene rubbers II, III, IV, i, and ii were measured. Results of these measurements are shown in Table 1.

[Example 5: Evaluation of a Rubber Cross-linked Product Obtained from a Rubber Composition Containing the Conju-
gated Diene Rubber I]

[0114] With use of a Banbury mixer having a volume of 250 ml, 70 parts of the conjugated diene rubber I obtained in
Example 1 and 30 parts of butadiene rubber (marketed as "Nipol BR1220"; manufactured by Zeon Corporation) were
masticated. Then, 50 parts of silica (marketed as "Zeosil 1165MP"; manufactured by Rhodia; Having a nitrogen adsorption
specific surface area (BET method) of 163 m2/g), 6.0 parts of a silane coupling agent (bis(3-(triethoxysilyl)propyl)tet-
rasulfide; marketed as "Si69"; manufactured by Degussa), and 25 parts of process oil (marketed as "Fukkol Eramic 30";
manufactured by Nippon Oil Corporation) were added, and the mixture was kneaded for 1.5 minutes with the starting
temperature at 110°C. To this mixture, 25 parts of silica (marketed as "Zeosil 1165MP"; manufactured by Rhodia), 2.5
parts of zinc oxide (zinc flower No. 1), 2 parts of stearic acid (marketed as "SA-300"; manufactured by ADEKA Corporation),
and 2 parts of an antioxidant (N-phenyl-N’-(1,3-dimethylbutyl)-p-phenylenediamine; marketed as "NOCRAC 6C"; man-
ufactured by Ouchi Shinko Chemical Industrial Co., Ltd.) were added. The mixture was kneaded for 2.5 minutes, and
the rubber composition was discharged out of the Banbury mixer. The temperature of the rubber composition at the end
of kneading was 150°C. The rubber composition was cooled to room temperature, kneaded for 3 minutes again in the
Banbury mixer, and then discharged out of the Banbury mixer. Then, with use of an open roll at 50°C, the rubber
composition thus obtained, 1.5 parts of sulfur, and a cross-linking promoter (a mixture of 1.7 parts of N-t-butyl-2-benzo-
thiazole sulfenic amide (marketed as "NOCCELER NS"; manufactured by Ouchi Shinko Chemical Industrial Co., Ltd.)
and 2.0 parts of diphenyl guanidine (marketed as "NOCCELER D"; manufactured by Ouchi Shinko Chemical Industrial
Co., Ltd.)). After that, a sheet rubber composition was taken out.
[0115] Test pieces were prepared by press cross-linking the rubber composition at 160°C for 20 minutes. Each of the
test pieces was evaluated for tensile strength, wet-grip properties, and low-heat-generating properties. The results are
shown in Table 2.

[Table 2]

Examples Comparative Examples

5 6 7 8 3 4

Rubbers used

Conjugated diene rubber I 70

Conjugated diene rubber II 70

Conjugated diene rubber III 70

Conjugated diene rubber IV 70

Conjugated diene rubber i 70

Conjugated diene rubber ii 70

Butadiene rubber 30 30 30 30 30 30

Results

Tensile strength 101 107 101 100 100 95

Wet-grip properties 103 101 100 102 100 95
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[Examples 6 to 8: Evaluation of a Rubber Cross-linked Product Obtained from a Rubber Composition Containing the 
Conjugated Diene Rubber II, III, or IV]

[0116] Rubber compositions were obtained in the same manner as in Example 5, except that the conjugated diene
rubber II obtained in Example 2 (Example 6), the conjugated diene rubber III obtained in Example 3 (Example 7), and
the conjugated diene rubber IV obtained in Example 4 (Example 8) were used in the same amounts, respectively, instead
of the conjugated diene rubber I. Test pieces of these rubber compositions were evaluated. The results are shown in
Table 2.

[Comparative Examples 3 and 4: Evaluation of a Rubber Cross-linked Product Obtained from a Rubber Composition 
Containing the Conjugated Diene Rubber i or ii]

[0117] Rubber compositions were obtained in the same manner as in Example 5, except that the conjugated diene
rubber i obtained in Comparative Example 1 (Comparative Example 3) and the conjugated diene rubber ii obtained in
Comparative Example 2 (Comparative Example 4) were used in the same amounts, respectively, instead of the conju-
gated diene rubber I. Test pieces of these rubber compositions were evaluated. The results are shown in Table 2.
[0118] From these results, it was found that cross-linked products (equivalent to tires) of the rubber compositions
(Examples 5 to 8) of the present invention containing the conjugated diene rubbers of Examples 1 to 4, each of which
corresponds to a conjugated diene rubber of the present invention, respectively were superior in low-heat-generating
properties to that of the rubber composition (Comparative Example 3) containing the conjugated diene rubber of Com-
parative Example 1 containing the polymer block (c) composed solely of isoprene.
[0119] Furthermore, the cross-linked products (equivalent to tires) of the rubber compositions (Examples 5 to 8) of
the present invention containing the conjugated diene rubbers of Examples 1 to 4, which correspond to conjugated diene
rubbers of the present invention, were as well or better in tensile strength and wet-grip properties than, and therefore
overall superior to, those of the rubber compositions (Comparative Examples 3 and 4) containing the conjugated diene
rubber of Comparative Example 1 or the conjugated diene rubber of Comparative Example 2, which, instead of containing
the polymer block (A), contains the polymer block (d), whose aromatic vinyl monomeric unit content is higher than 20%
by weight.

Industrial Applicability

[0120] The present invention is suitably applicable in every industrial field in which rubber, resin, etc. are utilized and
is particularly suitably applicable to rubber products such as tires.

Claims

1. A method for producing a conjugated diene rubber, comprising the steps of:

(a) forming a polymer block (A) by polymerizing a monomeric mixture with a polymerization initiator in an inert
solvent, the polymer block (A) having an active terminal and containing 80 to 95% by weight of an isoprene
monomeric unit and 5 to 20% by weight of an aromatic vinyl monomeric unit, the monomeric mixture containing
isoprene and an aromatic vinyl monomer;
(b) obtaining a conjugated diene polymer chain having an active terminal and having the polymer block (A) and
a polymer block (B) and optionally another polymer block, the polymer block (B) being formed continuously with
the polymer block (A) through the continuation of a polymerization reaction caused by mixing of the polymer
block (A) having the active terminal and either 1,3-butadiene or a monomeric mixture containing 1,3-butadiene
and an aromatic vinyl monomer, the polymer block (B) having an active terminal and containing 50 to 100% by

(continued)

Examples Comparative Examples

5 6 7 8 3 4

Low-heat-generating properties 92 91 75 94 100 93

Tensite strength, wet-grip properties, and low-heat-generating properties are indices with Comparative Example 3
as 100 (reference).
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weight of a 1,3-butadiene monomeric unit and 0 to 50% by weight of an aromatic vinyl monomeric unit, and
optionally further forming another polymer block; and
(c) bringing a denaturant into reaction with the active terminal of the conjugated diene polymer chain having
the active terminal, the denaturant having three or more groups per molecule, the three or more groups being
each at least either group selected from among an epoxy group and an alkoxy group, the reaction taking place
insofar as the total molar ratio of an epoxy group(s) and/or an alkoxy group(s) in the denaturant with respect to
the polymerization initiator used in the polymerization ranges from 0.1 to 1.

2. The method as set forth in claim 1, wherein the polymer block (A) has a weight-average molecular weight of 500 to
15,000.

3. The method as set forth in claim 1 or 2, wherein the denaturant is a polyorganosiloxane represented by general
formula (I):

wherein R1 to R8 are each a C1-6 alkyl group or a C6-12 aryl group and may be identical to or different from one
another; X1 and X4 are each any group selected from the group consisting of a C1-6 alkyl group, a C6-12 aryl group,
a C1-5 alkoxy group, and a C4-12 group containing an epoxy group and may be identical to or different from one
another; X2 is a C1-5 alkoxy group or a C4-12 group containing an epoxy group, and a plurality of occurrences of
X2 may be identical to or different from one another; X3 is a group containing 2 to 20 alkyleneglycol repeating units,
and when there are a plurality of occurrences of X3, they may be identical to or different from one another; m is an
integer of 3 to 200; n is an integer of 0 to 200; and k is an integer of 0 to 200.

4. A conjugated diene rubber obtained by a method as set forth in any one of claims 1 to 3.

5. A rubber composition comprising:

a rubber component containing a conjugated diene rubber as set forth in claim 4; and
silica,
the rubber composition containing 10 to 200 parts by weight of the silica with respect to 100 parts by weight of
the rubber component.

6. The rubber composition as set forth in claim 5, further comprising a cross-linker.

7. A rubber cross-linked product formed by cross-linking a rubber composition as set forth in claim 6.

8. A tire made from a rubber cross-linked product as set forth in claim 7.

Patentansprüche

1. Verfahren zur Herstellung eines konjugierten Dienkautschuks, umfassend die Schritte:

(a) Bilden eines Polymerblocks (A) durch Polymerisieren eines Monomerengemisches mit einem Polymerisa-
tionsinitiator in einem inerten Lösungsmittel, wobei der Polymerblock (A) ein aktives Ende hat und 80 bis 95
Gew.-% einer Isopren-Monomereinheit und 5 bis 20 Gew.-% einer aromatischen Vinyl-Monomereinheit enthält,
wobei das Monomerengemisch Isopren und ein aromatisches Vinylmonomer enthält;
(b) Erhalten einer konjugierten Dien-Polymerkette, die ein aktives Ende hat und die den Polymerblock (A) und
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einen Polymerblock (B) und gegebenenfalls einen weiteren Polymerblock hat, wobei der Polymerblock (B)
kontinuierlich mit dem Polymerblock (A) durch Fortsetzung einer Polymerisationsreaktion, verursacht durch
Mischen des Polymerblocks (A), der das aktive Ende hat, und von entweder 1,3-Butadien oder einem Mono-
merengemisch, das 1,3-Butadien und ein aromatisches Vinylmonomer enthält, gebildet wird, wobei der Poly-
merblock (B) ein aktives Ende hat und 50 bis 100 Gew.-% einer 1,3-Butadien-Monomereinheit und 0 bis 50
Gew.-% einer aromatischen Vinyl-Monomereinheit enthält, und wobei gegebenenfalls außerdem ein weiterer
Polymerblock gebildet wird, und
(c) Bringen eines Denaturierungsmittels zur Reaktion mit dem aktiven Ende der konjugierten Dien-Polymerkette,
die das aktive Ende hat, wobei das Denaturierungsmittel drei oder mehr Gruppen pro Molekül hat, wobei die
drei oder mehr Gruppen jeweils wenigstens eine Gruppe, ausgewählt unter einer Epoxidgruppe und einer
Alkoxygruppe, sind, wobei die Reaktion soweit stattfindet, wie das Gesamtmolverhältnis einer Epoxidgruppe/von
Epoxidgruppen und/oder einer Alkoxygruppe/von Alkoxygruppen in dem Denaturierungsmittel, bezogen auf
den in der Polymerisation verwendeten Polymerisationsinitiator, im Bereich von 0,1 bis 1 liegt.

2. Verfahren gemäß Anspruch 1, wobei der Polymerblock (A) ein gewichtsmittleres Molekulargewicht von 500 bis
15.000 hat.

3. Verfahren gemäß Anspruch 1 oder 2, wobei das Denaturierungsmittel ein Polyorganosiloxan ist, das durch die
allgemeine Formel (I) dargestellt wird:

wobei R1 bis R8 jeweils eine C1-6-Alkylgruppe oder eine C6-12-Arylgruppe sind und identisch oder voneinander
verschieden sein können; X1 und X4 jeweils eine beliebige Gruppe, ausgewählt aus der Gruppe, bestehend aus
einer C1-6-Alkylgruppe, einer C6-12-Arylgruppe, einer C1-5-Alkoxygruppe und einer C4-12-Gruppe, die eine Epo-
xidgruppe enthält, sind und identisch oder voneinander verschieden sein können; X2 eine C1-5-Alkoxygruppe oder
eine C4-12-Gruppe, die eine Epoxidgruppe enthält, ist und eine Vielzahl von Vorkommen von X2 identisch oder
voneinander verschieden sein können; X3 eine Gruppe ist, die 2 bis 20 Alkylenglycol-Repetiereinheiten enthält, und
wenn es eine Vielzahl von Vorkommen von X3 gibt, diese identisch oder voneinander verschieden sein können; m
eine ganze Zahl von 3 bis 200 ist; n eine ganze Zahl von 0 bis 200 ist und k eine ganze Zahl von 0 bis 200 ist.

4. Konjugierter Dienkautschuk, erhalten durch ein Verfahren, wie es in einem der Ansprüche 1 bis 3 ausgeführt ist.

5. Kautschukzusammensetzung, umfassend:

eine Kautschukkomponente, die einen konjugierten Dienkautschuk, wie in Anspruch 4 ausgeführt, enthält, und
Siliciumdioxid,
wobei die Kautschukzusammensetzung 10 bis 200 Gewichtsteile Siliciumdioxid, bezogen auf 100 Gewichtsteile
der Kautschukkomponente, enthält.

6. Kautschukzusammensetzung, wie in Anspruch 5 ausgeführt, die außerdem ein Vernetzungsmittel umfasst.

7. Vernetztes Kautschukprodukt, gebildet durch Vernetzung einer Kautschukzusammensetzung, wie sie in Anspruch
6 ausgeführt ist.

8. Reifen, hergestellt aus einem vernetzten Kautschukprodukt, wie es in Anspruch 7 ausgeführt ist.
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Revendications

1. Procédé pour produire un caoutchouc diène conjugué, comprenant les étapes consistant à :

(a) former un polymère séquencé (A) en polymérisant un mélange monomère avec un initiateur de polymérisation
dans un solvant inerte, le bloc séquencé (A) ayant un terminal actif et contenant de 80 à 95 % en poids d’une
unité monomère d’isoprène et de 5 à 20 % en poids d’une unité monomère de vinyle aromatique, le mélange
monomère contenant de l’isoprène et un monomère de vinyle aromatique ;
(b) obtenir une chaîne de polymère diène conjugué ayant un terminal actif et ayant le polymère séquencé (A)
et un polymère séquencé (B) et éventuellement un autre polymère séquencé, le polymère séquencé (B) étant
formé en continu avec le polymère séquencé (A) par la continuation d’une réaction de polymérisation causée
par le mélange du polymère séquencé (A) ayant le terminal actif et du 1,3-butadiène ou bien un mélange
monomère contenant du 1,3-butadiène et un monomère de vinyle aromatique, le polymère séquencé (B) ayant
un terminal actif et contenant de 50 à 100 % en poids d’une unité monomère de 1,3-butadiène et de 0 à 50 %
en poids d’une unité monomère de vinyle aromatique, et formant éventuellement en outre un autre polymère
séquencé ; et
(c) amener un dénaturant en réaction avec le terminal actif de la chaîne de polymère diène conjugué ayant le
terminal actif, le dénaturant ayant trois, ou plus, groupes par molécule, les trois, ou plus, groupes étant chacun
au moins un groupe sélectionné parmi un groupe époxy et un groupe alcoxy, la réaction ayant lieu dans la
mesure où le rapport molaire total d’un(de) groupe(s) époxy et/ou d’un(de) groupe(s) alcoxy dans le dénaturant
par rapport à l’initiateur de polymérisation utilisé dans la polymérisation est compris entre 0,1 et 1.

2. Procédé selon la revendication 1, dans lequel le polymère séquencé (A) a une masse moléculaire moyenne en
poids de 500 à 15000.

3. Procédé selon la revendication 1 ou 2, dans lequel le dénaturant est un polyorganosiloxane représenté par la formule
générale (I) :

dans laquelle R1 à R8 sont chacun un groupe alkyle C1-6 ou un groupe aryle C6-12 et peuvent être identiques les
uns aux autres ou différents les uns des autres ; X1 et X4 sont chacun tout groupe sélectionné dans le groupe
constitué d’un groupe alkyle C1-6, d’un groupe aryle C6-12, d’un groupe alcoxy C1-5 et d’un groupe C4-12 contenant
un groupe époxy et peuvent être identiques les uns aux autres ou différents les uns des autres ; X2 est un groupe
alcoxy C1-5 ou un groupe C4-12 contenant un groupe époxy, et une pluralité d’occurrences de X2 peuvent être
identiques les unes aux autres ou différentes les unes des autres ; X3 est un groupe contenant de 2 à 20 unités de
répétition d’alkylèneglycol, et quand il y a une pluralité d’occurrences de X3, elles peuvent être identiques les unes
aux autres ou différentes les unes des autres ; m est un entier de 3 à 200 ; n est un entier de 0 à 200 ; et k est un
entier de 0 à 200.

4. Caoutchouc diène conjugué obtenu par un procédé selon l’une quelconque des revendications 1 à 3.

5. Composition de caoutchouc comprenant :

un composant caoutchouteux contenant un caoutchouc diène conjugué selon la revendication 4 ; et
de la silice,
la composition de caoutchouc contenant de 10 à 200 parts en poids de la silice par rapport à 100 parts en poids
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du composant caoutchouteux.

6. Composition de caoutchouc selon la revendication 5, comprenant en outre un agent de réticulation.

7. Produit réticulé en caoutchouc formé la réticulation d’une composition de caoutchouc selon la revendication 6.

8. Pneumatique fabriqué à partir d’un produit réticulé en caoutchouc selon la revendication 7.
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